Supporting Information
(pages S1 to S38) Contents: Table S1 : M06-2X-SMD/6-311+G(2d,2p) Cartesian coordinates, structures (with important bond distances shown in Å), and thermodynamic data (in hartrees at 298.15 K) of the optimized geometries of the TSs calculated in water. (Pages S2-S20) Table S2 : M06-2X-SMD/6-311+G(2d,2p) Cartesian coordinates and thermodynamic data (in hartrees at 298.15 K) of the optimized geometries of the TSs calculated in pentyl ethanoate. (Pages S21-S35) Table S1 : M06-2X-SMD/6-311+G(2d,2p) Cartesian coordinates, structures (with important bond distances shown in Å), and thermodynamic data (in hartrees at 298.15 K) of the optimized geometries of the TSs calculated in water. G= -979.410752 H= -979.353702 E = -979.368313 N -1.901503000 -0.236685000 0.040047000 H -2.298990000 -1.172386000 0.031942000 C -0.528502000 -0.143528000 0.346635000 H 0.049177000 0.098406000 -0.730762000 C -0.175039000 1.005145000 1.290253000 C -0.004788000 -1.529755000 0.701668000 H -0.859407000 1.832767000 1.137966000 H -0.298685000 0.661974000 2.318590000 S 1.530439000 1.636241000 1.180742000 O -0.754117000 -2.499922000 0.646147000 H 1.437509000 2.108525000 -0.070722000 N 1.284958000 -1.611925000 1.030201000 H 1.668257000 -2.518745000 1.253196000 H 1.882698000 -0.798485000 1.058500000 C -2.631133000 0.764143000 -0.515238000 H -2.102894000 1.715280000 -0.635559000 O -3.790782000 0.618218000 -0.860885000 N 0.631543000 0.351587000 -1.965314000 N 2.847668000 -0.405105000 -1.851315000 N 1.770374000 -0.044958000 -1.893193000
(•N3) TSα

(•N3) TSβ
G= -979.415005 H= -979.356482 E = -979.371297 N -0.970904000 1.466968000 0.186497000 H -1.451998000 1.657065000 1.058055000 C -0.818681000 0.083710000 -0.205635000 H -0.454830000 0.056916000 -1.232423000 C 0.161740000 -0.624817000 0.719896000 C -2.184333000 -0.602841000 -0.106981000 H 1.198263000 0.164241000 0.706733000 H -0.123944000 -0.605283000 1.769388000 S 0.707108000 -2.194112000 0.157990000 O -2.880936000 -0.426488000 0.888543000 H 1.146497000 -2.640490000 1.344718000 N -2.522569000 -1.388938000 -1.126426000 H -3.392069000 -1.900398000 -1.088377000 H -1.931672000 -1.479980000 -1.937459000 C -0.319386000 2.472060000 -0.417384000 H 0.218517000 2.175843000 -1.324787000 O -0.332890000 3.631820000 -0.020131000 N 2.270414000 0.897428000 0.500754000 N 2.993888000 0.152168000 -0.113594000 N 3.679467000 -0.546690000 -0.691567000 0.050593000 -0.090030000 -0.569071000 C 2.156159000 -0.140629000 -0.045927000 C 0.158113000 -0.617200000 1.536342000 H 2.594407000 0.704819000 -0.568003000 H 2.754185000 -0.320520000 0.848340000 S 2.345329000 -1.628855000 -1.080181000 O -0.307514000 -0.047343000 2.507008000 H 1.615937000 -1.182589000 -2.110858000 N 0.241261000 -1.948498000 1.414518000 H -0.164683000 -2.522543000 2.136807000 H 0.550333000 -2.380430000 0.557611000 C 0.682892000 2.571759000 -0.265564000 H 1.052173000 2.229423000 -1.242244000 O 0.446835000 3.735102000 -0.031755000 O -0.882901000 -0.087302000 -1.672466000 C -2.006723000 0.396596000 -1.148485000 H -1.849906000 1.199302000 -0.417978000 H -2.654491000 0.767130000 -1.949793000 Cl -3.003894000 -0.865411000 -0.255814000
G= -1389.923107 H= -1389.863089 E = -1389.878676 N 0.63240000 -1.57490700 0.14897800 H 0.55785600 -1.73747100 1.14582300 C 1.27465300 -0.35180300 -0.27405400 H 1.54330700 -0.44354400 -1.32751500 C 0.32665200 0.83096000 -0.07581700 C 2.52336000 -0.15402400 0.59425400 H -0.65929700 0.54132200 -0.64525500 H 0.04404200 0.94277700 0.97015900 S 0.94048200 2.35518500 -0.76945600 O 2.43922500 -0.27608100 1.80202800 H 0.08350900 3.16218300 -0.13223000 N 3.65130500 0.16392100 -0.05791100 H 4.48981300 0.34980800 0.47049000 H 3.68387600 0.24336700 -1.05996100 C -0.06061900 -2.38074100 -0.68770900 H 0.07599800 -2.12445600 -1.74757000 O -0.75312700 -3.30807900 -0.32298200 O -1.85788300 -0.06838700 -1.11884000 C -2.56123200 -0.41969600 -0.04220900 H -3.38989200 -1.06505900 -0.34860600 H -1.98295500 -0.91048800 0.74284900 Cl -3.36014700 1.01810000 0.80218800 N 3.22711000 -0.33143400 -0.02877300 H 3.90182400 0.35616700 0.28212200 C 1.83733800 -0.00375200 0.04300400 H 1.26856800 -0.69069600 -0.58494600 C 1.31659900 -0.09774200 1.49683100 C 1.58131000 1.42907200 -0.40743600 H 1.30025900 -1.13595200 1.82593800 H 1.94150600 0.48461600 2.17175700 S -0.37355900 0.54536900 1.64347300 O 2.44009500 2.26852700 -0.46959000 H -0.90868300 -0.29211500 0.68119500 N 0.22975300 1.70465700 -0.52637500 H -0.03396300 2.67683500 -0.64908200 H -0.37365100 1.03558300 -1.00072800 C 3.69727700 -1.50567000 -0.51874000 H 2.89992700 -2.17658600 -0.87197200 O 4.87006100 -1.79869700 -0.56902100 O -1.22024700 -0.92881400 -0.84929200 C -2.43538800 -0.83221900 -0.97328400 Cl -3.00947300 1.24964800 -0.55546700 Cl -3.45870300 -1.72126400 0.25662200 H -2.95998100 -0.84512000 -1.92247000 
